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@ Process for production of stabilized polycamonate. 

@ A process for the production of a stabilized polycarbonate which comprises melt-polycondensing an 
aromatic dihydroxy compound and a carbonic acid diester in the presence of a polycondensation 
catalyst and then, after the reaction mixture shows an intrinsic viscosity of at least 0.1, adding at least 
one stabilizer selected from the group consisting of specific compounds having a sulfa nate group and a 
sulfonic acid anhydride group in an amount of 0.01 to 500 ppm of a polycarbonate to be formed, to form 
a polycarbonate having a desired intrinsic viscosity. 
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Detailed Description of the Invention 

This invention relates to a process for the production of a stabilized polycarbonate. More specifically, this 
invention relates to a process for the production of a stabilized polycarbonate excellent in melt stability, melt 
5 moldability, resistance to hydrolysis and hue. 

Polycarbonates are excellent in mechanical properties such as impact strength, etc. and in transparency, 
and find application in various fields. As a process for producing polycarbonates, there have been known an 
interfacial process in which a dihydroxy compound and phosgene are directly reacted and a melting process 
in which a dihydroxy compound and a carbonic acid diester are subjected to an ester interchange reaction under 
10 reduced pressure with heating. 

The latter melting process is preferable to the former interfacial process because a polycarbonate resin 
can be produced advantageously at low cost and without using a solvent such as methylene chloride or the 
like which is desirable from the environmental aspect. 

In a conventional process for producing a polycarbonate by melting, an alkali metal compound or an alka- 
15 line earth metal compound is usually used as a catalyst component. A polycarbonate resin obtained by using 
such a catalyst, however, involves problems that it lacks a melt stability due to the remaining catalyst, and that 
in melt-molding, part of the polycarbonate resin is sometimes thermally decomposed, its molecular weight is 
decreased, its transparency is decreased, the polycarbonate resin is colored, and so forth. 

Japanese Patent Publication No. 44,303/1979 discloses a method for stabilizing a polycarbonate resin in 
20 which methyl benzenesulfonate or a compound represented by the formula 



25 




SO3R2 



wherein Ri is a Ci_i2 alkyi group, and R2 is a Ci_6 alkyi group, 
to a polycarbonate resin. The polycarbonate resin obtained by this method, however, tends to yellow in melt- 
molding and is still insufficient in resistance to hydrolysis. Accordingly, it is demanded to develop a polymeri- 
30 zation catalyst and additives or a polymerization technique to solve such problems. 

Japanese Laid-open Patent Application No. 171,024/1993 (Kokai Sho 64-13267) discloses a polycarbon- 
ate resin composition comprising 100 parts by weight of a polycarbonate resin, 0.1 to 20 parts by weight of a 
sulfonic acid phosphonium salt represented by the formula 

35 




wherein is a C-i_4o alkyi group or an aryl group, and each of R^ to R® is independently H, a 
^ Ci_io alkyi group or an aryl group, 

and 0.01 to 3.0 parts by weight of a sulfur-containing ester compound. 

Japanese Laid-open Patent Application (Kokai) No. 14,267/1989 discloses a polycarbonate resin compo- 
sition corresponding to the above composition in which the sulfur-containing ester compound is replaced with 
a phosphite ester. 

^ The above two polycarbonate resin compositions containing the sulfonic acid phosphonium salt are both 

to impart an antistatic property, and for this purpose the sulfonic acid phosphonium salt has to be used in an 
amount as large as 0.1 to 20 parts by weight per 100 parts by weight of the polycarbonate resin. Therefore, 
this polycarbonate resin involves a problem that there occur results which are not necessarily desirable for im- 
portant basic properties of the polycarbonate resin, such as a hue and a resistance to hydrolysis. 

^ Japanese Laid-open Patent Application No. 9,285/1993 (Kokai Hei 5-9285) discloses a process for pro- 

ducing a polycarbonate, which comprises adding 0.05 to 10 ppm of a sulfonic acid compound represented by 
the formula 
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wherein is a Ci_6 liydrocarbon group whicfi may be substituted with halogen, is H or a 
Ci_8 hydrocarbon group which may be substituted with halogen, and n is an integer of 0 to 3, 
to a polycarbonate obtained by melt polycondensation of an aromatic dihydroxy compound and a carbonic acid 
diester. This document simply describes a compound having a primary alkyi group as a compound in which 
the Ci_8 hydrocarbon group is an alky I group. 

British Patent No. 808,488 specification discloses a process for the production of high-molecular-weight 
fiber and film forming polycarbonates by interesterification or polycondensation in the presence of basic cat- 
alysts which comprises neutralizing the catalysts in the course of oral the end of the interesterification or poly- 
condensation respectively by adding base-binding materials to the melt. DialkyI sulphates such as dimethyl 
sulphate and dibutyl sulphate are shown as the base-binding materials. 

British Patent No. 808,489 specification discloses also a process for the production of high-molecular- 
weight polycarbonates by interesterification. Towards the end of the interesterif nation, basic catalysts are neu- 
tralized with base-binding materials, especially volatile base-binding materials such as dimethyl sulphate. 

Japanese Laid-open Patent Application No. 1 7,564/1993 (Kokai Hei 5-17564) discloses a process for pro- 
ducing a polycarbonate, which comprises melt-polycondensing an aromatic dihydroxy compound and a car- 
bonic acid diesterinthe presence of a catalyst formed of a nitrogen-containing basic compound (1st step), and 
then adding a nitrogen-containing basic compound at least once and further a sulfonic acid compound repre- 
sented by the formula 




30 

wherein R^^ is a Ci_6 hydrocarbon group which may be substituted with halogen, R32 is H or a 
hydrocarbon group which may be substituted with halogen, and n is an integer of 0 to 3, 
In an amount of 0.05 to 10 ppm of a polycarbonate to be obtained in 2nd and subsequent polymerization steps. 

It is an object of this invention to provide a process for the production of a stabilized polycarbonate. 

Another object of this invention is to provide a process for the production of a polycarbonate excellent in 
melt stability, resistance to hydrolysis, melt moldability and hue. 

The other objects and advantages of this invention will be made clear from the following explanation. 

In accordance with this invention, the above objects and advantages of this invention are achieved by a 
process for the production of a stabilized polycarbonate which comprises melt-polycondensing an aromatic di- 
hydroxy compound and a carbonic acid diester in the presence of a polycondensation catalyst and then, after 
the reaction mixture shows an intrinsic viscosity of at least 0.1, adding at least one stabilizer selected from 
the group consisting of 

a compound of the formula (I) 

A1-(Y1-S03X1), (I) 

^ wherein A^ is a hydrocarbon group having a valence of m, which may have a substituent, 

is a single bond or an oxygen atom, 

is a secondary or tertiary monovalent hydrocarbon group, a metal cation of one equivalent, 
an ammonium cation or a phosphonium cation, and 
m is an integer of 1 to 4, 

50 

provided that when is a single bond, all of X^s in an amount of m cannot be metal cations of 
one equivalent, 

a compound of the formula (II) 

+X2-A2-YI-SO3- (II) 
wherein A2 is a divalent hydrocarbon group, +X2 is a secondary, tertiary or quaternary ammonium 
cation or a secondary, tertiary or quaternary phosphonium cation, and 
Yi is as defined above, 
a compound of the formula (III) 
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A3-CX3),.(R-Y1-S03-)n (III) 

wherein is a hydrocarbon group having a valence of n, 

^X^ is a secondary, tertiary or quaternary ammoniunn cation or a secondary, tertiary or quatern- 
ary phosphonium cation, 
5 R is a monovalent hydrocarbon group, 

n is an integer of 2 to 4, and 
Yi is as defined above, 

and 

a compound of the formula (IV) 

10 A5-Adi-A4-(Ad2-A5)^ (IV) 

wherein A^ is a monovalent or divalent hydrocarbon group, 
A^ is a divalent hydrocarbon group, 

each of Ad^ and Ad^ is independently an acid anhydride group selected from the group consisting 
of -SO2-O-SO2-, -SO2-O-CO- and -CO-O-SO2-, and 
15 0 or 1 , 

provided that when ^ is 0, -{Ad^-A^)( is a hydrogen atom or a bond between A^ and A^, in which 
A^ is a divalent hydrocarbon group or a single bond, 

in an amount of 0.01 to 500 ppm of a polycarbonate to be formed, to form a polycarbonate having a desired 
intrinsic viscosity. 

20 The process of this invention comprises, as stated above, melt-polymerizing an aromatic dihydroxy com- 

pound and a carbonic acid diester in the presence of a polycondensation catalyst, and then, after the reaction 
mixture shows an Intrinsic viscosity of at least 0.1 , adding at least one stabilizer selected from the compounds 
of the formulas (I) to (IV) in an amount of 0.01 to 500 ppm of a polycarbonate to be formed, to form a polycar- 
bonate having a desired intrinsic viscosity. 

25 The aromatic dihydroxy compound used In this invention Is preferably a compound of the formula (A) 




In the above formula, X is 

35 




40 

-S-, -SO- or -SO2-, in which each of R22 and R^^ is independently a hydrogen atom, an alkyi group having 1 to 
5 carbon atoms or an aryl group having 6 to 10 carbon atoms which may be substituted. Examples of the alkyI 
group are methyl, ethyl and propyl groups, and an example of the aryl group is a phenyl group. R^^ is an alkylene 
group having 3 to 8 carbon atoms, and examples thereof include pentylene and hexylene groups. Each of R^o 

45 and R21 is independently a halogen atom or an alkyI group having 1 to 5 carbon atoms. Examples of the halogen 
atom are chlorine and bromine, and examples of the alkyI group are methyl and tert-butyl groups. Each of p 
and q is independently 0, 1 or 2. 

Specific examples of the aromatic dihydroxy compound include bls(hydroxyaryl)alkanes such as bls(4-hy- 
droxyphenyl)methane, 1 ,1-bis(4-hydroxyphenyl)ethane, 2,2-bis(4-hydroxyphenyl)propane, 2,2-bis(4-hydroxy- 

50 phenyl)butane, 2,2-bis(4-hydroxyphenyl)octane, bis(4-hydroxyphenyl)phenylmethane, 2,2-bis(4-hydroxy-3- 
methylphenyl)propane, 1 , 1 -bis (4- hydroxy-tert-butyl phenyl) propane and 2,2-bis(4-hydroxy-3-bromophe- 
nyl)propane; bis(hydroxyaryl)cycloalkanes such as 1 ,1-bis(4-hydroxyphenyl)cyclopentane and 1,1-bis(4-hy- 
droxyphenyl)cyclohexane; dihydroxyaryl ethers such as 4,4'-dihydroxydiphenyl ether and 4,4'-dihydroxy-3,3'- 
dimethyl phenyl ether; dihydroxydiaryl sulfides such as 4,4'-dihydroxydiphenyl sulfide and 4,4'-dihydroxy-3,3'- 

55 dimethyldiphenyl sulfide; dihydroxydiaryl sulfoxides such as 4,4'-dihydroxydiphenyl sulfoxide and 4,4'-dihy- 
droxy-3,3'-dimethyldiphenyl sulfoxide; and dihydroxydiarylsulfones such as 4,4'-dihydroxydiphenylsulfone and 
4,4'-dlhydroxy-3,3'-dlnnethyldlphenylsulfone. Of these, 2,2- bls(4-hydroxyphenyl) propane Is especially prefer- 
able. 
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These aromatic dihydroxy compounds can be used either singly or in combination. 

The carbonic acid diester used in this invention is preferably an ester of aryl having 6 to 10 carbon atoms, 
aralkyi, alkyi having 1 to 5 carbon atoms and cycloalkyi having 3 to 8 carbon atoms, each of which may be 
substituted. 

5 Specific examples of the carbonic acid diester include diphenyl carbonate, ditolyl carbonate, bis(chloro- 

phenyl) carbonate, m-cresyl carbonate, dinaphthyl carbonate, bis(diphenyl) carbonate, diethyl carbonate, di- 
methyl carbonate, dibutyl carbonate, and dicyclohexyl carbonate. Of these, diphenyl carbonate is especially 
preferable. 

The amount of the carbonic acid diester used is 80 to 300 mol%, preferably 90 to 280 mol%, especially 

10 preferably 95 to 250 mol% of the above aromatic dihydroxy compound. 

In this invention, as a polycondensation catalyst used in this invention, those which give a less colored 
polycarbonate polymer having good qualities from the aforesaid carbonic acid diester and aromatic dihydroxy 
compound as starting materials with less side reaction is preferably used. For example, at least one compound 
selected from the group consisting of an alkali metal compound, an alkaline earth metal compound and a ni- 

15 trogen-containing basic compound is preferably used as the polycondensation catalyst. It is advantageous to 
use other catalysts concurrently with the above polycondensation catalyst. 

The alkali metal compound as the polycondensation catalyst includes hydroxides, bicarbonates, carbon- 
ates, acetates, nitrates, nitrites, sulfites, cyanates, thiocyanates, stearates, borohydrides, benzoates, hydro- 
genphosphates, bisphenol salts and phenol salts of alkali metals. Specific examples of the alkali metal com- 

20 pound include sodium hydroxide, potassium hydroxide, lithium hydroxide, sodium bicarbonate, potassium bi- 
carbonate, lithium bicarbonate, sodium carbonate, potassium carbonate, lithium carbonate, sodium acetate, 
potassium acetate, lithium acetate, sodium nitrate, potassium nitrate, lithium nitrate, sodium nitrite, potassium 
nitrite, lithium nitrite, sodium sulfite, potassium sulfite, lithium sulfite, sodium cyanate, potassium cyanate, li- 
thium cyanate, sodium thiocyanate, potassium thiocyanate, lithium thiocyanate, sodium stearate, potassium 

25 stearate, lithium stearate, sodium borohydride, lithium borohydride, potassium borohydride, sodium borophe- 
nylate, sodium benzoate, potassium benzoate, lithium benzoate, disodium hydrogenphosphate, dipotassium 
hydrogenphosphate, dilithium hydrogenphosphate, bisphenol A disodium salt, bisphenol A dipotassium salt, 
bisphenol A dilithium salt, phenol sodium salt, phenol potassium salt and phenol lithium salt. 

The alkaline earth metal compound as the polycondensation catalyst includes hydroxides, bicarbonates, 

30 carbonates, acetates, nitrates, nitrites, sulfites, cyanates, thiocyanates, stearates, borohydrides, benzoates, 
hydrogenphosphates, bisphenol salts and phenol salts of alkaline earth metals. Specific examples of the al- 
kaline earth metal compound include calcium hydroxide, barium hydroxide, magnesium hydroxide, strontium 
hydroxide, calcium bicarbonate, barium bicarbonate, magnesium bicarbonate, strontium bicarbonate, calcium 
carbonate, barium carbonate, magnesium carbonate, strontium carbonate, calcium acetate, barium acetate, 

35 magnesium acetate, strontium acetate, calcium nitrate, barium nitrate, magnesium nitrate, strontium nitrate, 
calcium nitrite, barium nitrite, magnesium nitrite, strontium nitrite, calcium cyanate, barium cyanate, magne- 
sium cyanate, strontium cyanate, calcium thiocyanate, barium thiocyanate, magnesium thiocyanate, strontium 
thiocyanate, calcium stearate, barium stearate, magnesium stearate and strontium stearate. 

Examples of the nitrogen-containing basic compound as the polycondensation catalyst includes hydrox- 

40 ides of ammonium having alkyI, aryl and aralkyi groups, such as tetramethylammonium hydroxide (Me4NOH), 
tetraethylammonium hydroxide (Et4NOH), tetrabutylammonium hydroxide (BU4NOH) and trimethylbenzylam- 
monium hydroxide (0-CH2(Me)3NOH); tertiary amines such as triethylamine, tributylamine, dimethyl benzyl a- 
mine and hexadecyldimethylamine; secondary amines of the formula R°2NH (wherein R"" is alkyI such as methyl 
or ethyl, or an aryl group such as phenyl or toluyl); primary amines of the formula R''NH2 (wherein R*" is as 

45 defined above); imidazoles such as 2-methylimidazole and 2-phenyl imidazole; and basic salts such as tetra- 
methylammonium borohydride (Me4NBH4), tetrabutylammonium borohydride (BU4NBH4), tetrabutylammonium 
tetraphenylborate (BU4NBPh4) and tetramethylammonium tetraphenylborate (Me4NBPh4). 

The other metal catalyst can be used concurrently with the above polycondensation catalyst. Preferable 
examples of the other metal catalyst include metallic elements of groups IIB, IIIB, IVAand IVB in the periodic 

50 table and their compounds. 

Examples of the metal compounds used as the polycondensation catalyst include zinc compounds, e.g., 
carboxylates of zinc such as Zn(0Ac)2 and Zn(0Bz)2, oxides and sulfides of zinc such as ZnO and ZnS, hy- 
droxides of zinc such as Zn(0H)2, organic zinc compounds such as (C2H5)2Zn, Ph2Zn, C2H5ZnOC2H5, PhZnOAc 
and C4H9ZnOAc, alkoxides and aryloxides of zinc such as Zn(OC2H5)2 and Zn(0Ph)2, and chelate compounds 

55 of zinc such as Zn(acac)2, and Zn(oxin)2; aluminum compounds, e.g., carboxylates of aluminum such as 
AI(0Ac)3 and AI(OBz)3, oxides of aluminum such as AI2O3, hydroxides of aluminum such as AI(0H)3, organoa- 
luminum compounds such as PhsAI, alkoxides and aryloxides of aluminum such as AI(OCH3)3, AI(OC3H7-i)3 
and AI(OPh)3, and chelate compounds of aluminum such as Al(acac)3 and AI(oxin)3; gallium compounds, e.g.. 
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carboxylates of gallium such as Ga(0Ac)3, Ga(OBz)3 and GaO(OAc), oxides of gallium such as Ga203, hydrox- 
ides of gallium such as Ga(0H)3, organogallium compounds such as (CH3)3Ga and-PhsGa, alkoxides and ar- 
yloxides of gallium such as Ga(OCH3)3 and Ga(0Ph)3, and chelate compounds of gallium such as Ga(acac)3; 
indium compounds, e.g., carboxylates of indium such as ln(OAc)3, oxides of indium such as In203, organoin- 

5 dium compounds such as (C2H5)3ln and Phain, and chelate compounds of indium such as ln(acac)3; germanium 
compounds, e.g., carboxylates of germanium such as Ge(OAc)4 and Ge(OBz)4, oxides of germanium such as 
Ge02, hydroxides of germanium such as Ge(OH)2 and Ge(OH)4, organogermanium compounds such as 
(C2H5)4Ge, Ph4Ge, [(C4H9)2GeO]n and [Ph2GeO]n, alkoxides and aryoxides of germanium such as Ge(OCH3)4 
and Ge(0Ph)4; tin compounds, e.g., carboxylates of tin such as Sn(0Ac)2, Sn(0Ac)4 and Sn(OBz)4, organotin 

10 compounds such as (C2H5)4Sn and Ph4Sn, organotin oxides such as (C2H5)4Sn and Ph2Sn, organotin hydrox- 
ides such as (C4H9)2SnO, [(C4H9)2SnO]n, [C8Hi7)2SnO]n and [(C4H9)PhSnO]n, organotin carboxylates such as 
(C4H9)2Sn(OAc)2 and dibutyltin laurate, oxides of tin such as SnO and Sn02, hydroxides of tin such as Sn(0H)2 
and Sn(OH)4, and organotin alkoxides and aryloxides such as Sn(OCH3)2, Sn(OCH)3, Sn(OC4H9)4, Sn(OPh)2, 
Sn(OPh)4 and (C4H9)Sn(OCH3)2; lead compounds, e.g., carboxylates of lead such as Pb(OAc)2, Pb(OAc)4 and 

15 Pb(OBz)2, inorganic acid salts of lead such as PbCOa and 2PbC03 Pb(OH)2, complex compounds of lead such 
as Na2[Pb(OH)6], oxides of lead such as PbO, Pb02 and Pb304, hydroxides of lead such as Pb(OH)2, organo- 
lead compounds such as (C4H9)4Pb, Ph4Pb and (C2H5)3Pb(OAc), alkoxides and aryloxides of lead and orga- 
nolead such as Pb(OCH3)4 and Pb(0Ph)4 and (C4Hg)2Pb(OPh)2; and zirconium compounds, e.g., carboxylates 
of zirconium such as Zr(0Ac)4 and Zr(0Bz)4, oxides of zirconium such as Zr02, alkoxides and aryloxides of 

20 zirconium such as Zr(OC4H9)4 and Zr(0Ph)4, organozirconium compounds such as Zr(OAc)3(7i-C2H5) and 
ZrH2(7c-C2H5}2, and chelate compounds of zirconium such as Zr(acac)4. These catalysts can be used either sin- 
gly or in combination. 

The polycondensation catalyst can be used in an amount of 0.01 to 50 ppm of the polycarbonate to be 
formed. When the amount of the polycondensation catalyst is deviated from the above range, there occur un- 
25 desirably the problems that an adverse effect is produced to properties of the obtained polycarbonate, and the 
polymerization reaction does not sufficiently proceed, making it impossible to form a high-molecular-weight 
polycarbonate. 

When the aromatic dihydroxy compound and the carbonic acid diester are polycondensed in the presence 
of the above polycondensation catalyst, a dicarboxyiic acid or a dicarboxylic acid ester may be contained. Ex- 
30 amples of the dicarboxylic acid or the dicarboxylic acid ester include terephthalic acid, isophthalic acid, diphenyl 
terephthalate and diphenyl isophthalate. 

When the above dicarboxylic acid or dicarboxylic acid ester is used concurrently with the carbonic acid 
diester, a polyester polycarbonate is obtained. The process for the production of the polycarbonate in this in- 
vention shall be, therefore, understood to include the above process for the production of the polyester poly- 
35 carbonate. 

The dicarboxylic acid or the dicarboxylic acid ester can be used in an amount of 90 mol% or less, especially 
80 mol% or less of the aromatic dihydroxy compound. 

The stabilizer used in the polycondensation reaction of this invention is represented by the formulas (I), 
(II), (III) or (IV). The stabilizer is added after an intrinsic viscosity of the polycondensate has reached at least 
40 0.1 . Hereinafter, the stabilizer will be explained. 

Stabilizer of the formula (I) 

A1-(Y1-S03X1)„ (I) 

45 wherein A^ is a hydrocarbon group having a valence of m, which may have a substituent, 

is a single bond or an oxygen atom, 

is a secondary or tertiary monovalent hydrocarbon group, a metal cation of one equivalent, 
an ammonium cation, or a phosphonium cation, and 

m is an integer of 1 to 4, 

50 provided that when V is a single bond, all of X^s in an amount of m cannot be metal cations of 

one equivalent. 

Preferable examples of the hydrocarbon group having a valence of m include a saturated aliphatic hydro- 
carbon group, an aromatic hydrocarbon group and a saturated aliphatic-aromatic hydrocarbon group, each of 
these groups having a valence of m. 
55 yi is a single bond or an oxygen atom. 

Xi is a secondary or tertiary monovalent hydrocarbon group, a metal cation of one equivalent, an ammo- 
nium cation or a phosphonium cation. 

The secondary or tertiary monovalent hydrocarbon group is, for example, preferably a secondary or ter- 
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tiary alkyi group of the formula (l)-d 



^ — C — (I)-d 

wherein R^^ is a hydrogen atom or an alky! group having 1 to 5 carbon atoms, 
fo is a hydrogen atom, a phenyl group or an alkyI group having 1 to 5 carbon atoms, and R''^ is 

the same as or different from R^^ and has the same definition as R^^, 

provided that two of R'ls, R^^ and R^^ cannot be hydrogen atoms. 
Especially preferable is that each of R^^ and R^^ is independently a hydrogen atom, a methyl group, an 
ethyl group or a propyl group, and R^^ is a methyl group or a phenyl group. 
f5 Examples of the metal cation of one equivalent include alkali metal cations such as lithium, sodium and 

potassium; 1/2 of alkaline earth metal cations such as calcium and barium; and 1/3 of trivalent metal cations 
such as aluminum. 

The ammonium cation includes, for example, a cation of the formula (l)-a 

20 



25 




... (I)-a 



wherein each of Ri, R^ R^and R^ is independently a hydrogen atom or a monovalent hydrocarbon 

group. 

30 In the formula (l)-a, preferable examples of the monovalent hydrocarbon group indicated by R^ etc. include 

an alkyI group having 1 to 20 carbon atoms, an aryl group having 1 to 10 carbon atoms, and an aralkyi group 
having 1 to 10 carbon atoms. 

The phosphonium cation includes, for example, a cation of the formula (l)-b 

35 




... (I)-b 



wherein each of R^ R6, R7and R^ is independently a hydrogen atom or a monovalent hydrocarbon 

group. 

In the formula (l)-b, examples of the monovalent hydrocarbon group indicated by R^, etc. are the same as 
45 those of the monovalent hydrocarbon group shown in the formula (l)-a. 

Of these examples of X^ the secondary or tertiary alkyI group, the alkali metal cation, the cation of the 
formula (l)-a and the cation of the formula (l)-b are preferable. 
In the formula (I), m is an integer of 1 to 4, preferably 1 or 2. 

For convenience sake, the compounds of the formula (I) are divided into two groups according to the def- 
50 inition of Y^: a compound group in which is a single bond and a compound group in which Y^ is an oxygen 
atom. The compound group in which Y^ is a single bond and m is 1 , for example, is represented by the formula 
(l)-1 

A1 - SO3XI (l)-1 
wherein and are as defined in the formula (I). 
55 Of the compounds of the formula (l)-1, preferable is a compound wherein A^ is a monovalent saturated 

aliphatic hydrocarbon group or a monovalent saturated aliphatic-aromatic hydrocarbon group; especially pre- 
ferable is a compound wherein A^ is a group of the formula (l)-c 
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. . . (I)-c 



wherein A^^ is an alkyi group having 1 to 18 carbon atoms, and 2 is an integer of 0 or 1. 
The compound group in which is an oxygen atom and m is 1 , for example, is represented by the formula 
(l)-2. 

AI-O-SO3XI (l)-2 
wherein A^ and are as defined in the formula (I). 
Of the compounds of the formula (l)-2, preferable is a compound wherein A^ is a monovalent saturated 
aliphatic hydrocarbon group; especially preferable is a compound wherein A^ is an alkyI group having 1 to 18 
carbon atoms. 

Specific examples of the compounds of the formula (I) are as follows. 

Compounds of the formula (I) in which is a single bond, is a secondary or tertiary monovalent hy- 
drocarbon and m is 1: 

Benzyl benzenesulfonate, 2-phenyl-2-propyl benzenesulfonate, 2-phenyl-2-butyl benzenesulfonate, ben- 
zyl toluenesulfonate, 2-phenyl-2-propyl toluenes ulfonate, 2- propyl -2- butyl toluenesulfonate, benzyl octylben- 
zenesulfonate, 2-phenyl-2-propyl octyl benzenesulfonate, 2-phenyl-2-butyl octyl benzenesulfonate, benzyl do- 
decylbenzenesulfonate, 2-phenyl-2- propyl dodecyl benzenesulfonate, and 2-phenyl-2-butyl dodecylbenzene- 
sulfonate. 

Compounds of the formula (I) In which Y^ Is a single bond, X^ is a phosphonium cation of the formula (I)- 
b and m is 1 : 

Tetramethylphosphonium hexylsulfonate, 
tetraethyl phosphonium hexylsulfonate, 
tetrabutyl phosphonium hexylsulfonate, 
tetrahexylphosphonium hexylsulfonate 
tetraoctylphosphonium hexylsulfonate, 
tetramethylphosphonium octylsulfonate, 
tetraethylphosphonium octylsulfonate, 
tetrabutyl phosphonium octylsulfonate, 
tetrahexylphosphonium octylsulfonate, 
tetraoctylphosphonium octylsulfonate, 
tetramethylphosphonium decylsulfonate, 
tetraethylphosphonium decylsulfonate, 
tetrabutyl phosphonium decylsulfonate, 
tetrahexylphosphonium decylsulfonate, 
tetraoctylphosphonium decylsulfonate, 
tetramethylphosphonium dodecylsulfonate, 
tetraetylphosphon ium dodecylsulfonate, 
tetrabutyl phosphonium dodecylsulfonate, 
tet rahexyl phos phon iu m dod ecylsu Ifonate, 
tetraoctylphosphonium dodecylsulfonate, 
tetramethyl phosphonium hexadecylsulfonate, 
tetraethylphosphonium hexadecylsulfonate, 
tetrabutylphosphonium hexadecylsulfonate, 
tetrahexylphosphonium hexadecylsulfonate, 
tetraoctylphosphonium hexadecylsulfonate, 
tetramethylphosphonium benzenesulfonate, 
tetraethylphosphonium benzenesulfonate, 
tetrabutylphosphonium benzenesulfonate, 
tetrahexylphosphonium benzenesulfonate, 
tetraoctylphosphonium benzenesulfonate, 
tetramethylphosphonium toluenesulfonate, 
tetraethylphosphonium toluenesulfonate, 
tetrabutylphosphonium toluenesulfonate, 
tetrahexylphosphonium toluenesulfonate, 
tetraoctylphosphonium toluenesulfonate, 
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tetramethylphosphonium dodecylbenzenesulfonate, 
tetraethylphosphonium dodecylbenzenesulfonate, 
tetrabutylphosphonium dodecylbenzenesulfonate, 
tetrahexylphosphonium dodecylbenzenesulfonate, and 
tetraoctylphosphonium dodecylbenzenesulfonate. 

Compounds of the formula (I) in which Is an oxygen atom, is a secondary or tertiary monovalent 
hydrocarbon group and m is 1: (it is preferable that the total carbon number of and is 8 to 40.) 

Dibutyl sulfate, dipentyl sulfate, dihexyl sulfate, dioctyl sulfate, dinonyl sulfate, didecyl sulfate, ditrldecyl 
sulfate, ditetradecyl suifate, dihexadecyl sulfate, dicyciohexyl sulfate, and dibenzyl sulfate. 

The alkyi group In these specific examples shall be understood to be a secondary or tertiary alkyl. 

Compounds of the formula (i) in which is an oxygen atom, X^ is a metal cation of one equivalent and m 

is 1: 

Sodium octylsulfate, potassium octylsulfate, cesium octylsulfate, lithium decylsulfate, sodium decylsulfate, 
sodium dodecyisulfate, potassium dodecylsuifate, lithium tetradecylsulfate, sodium tetradecylsulfate, potas- 
sium decylsulfate, lithium hexadecylsulfate, sodium oleylsulfate, and potassium hexadecyl sulfate. 

Compounds of the formula (I) in which Y^ is an oxygen atom and X^ is an ammonium cation of the formula 
(l)-a: 

Ammonium salts such as ammonium octylsulfate, ammonium decylsulfate, ammonium dodecyisulfate and 
ammonium hexadecylsulfate; primary ammonium salts such as methylammonium hexylsulfate, methylammo- 
nium octylsulfate, methylammonium hexadecylsulfate, ethylammonium hexylsulfate, butylammonium nonade- 
cylsulfate, hexylammoniium octadecylsulfate, decylammonium ethylsulfate, decylammonium butylsulfate, de- 
cylammonium decylsulfate, dodecylammonium methylsulfate, dodecylammonium ethylsulfate, dodecylammo- 
nium octylsulfate, tetradecylammonium butylsulfate, pentadecylammonium methylsulfate, hexadecylammoni- 
um butylsulfate, hexadecylammonium octylsulfate, hexadecylammonium decylsulfate and hexadecylammoni- 
um dodecyisulfate; secondary ammonium salts such as di methylammonium hexylsulfate, dimethylammonium 
octylsulfate, dimethylammonium tetradecylsulfate, diethylammonium octadecylsulfate, butylmethylammonium 
tetradecylsulfate, hexylmethylammonium tetradecylsulfate, decylmethylammonium methylsulfate, decylethy- 
lammonium ethylsulfate, decylmethylammonium octylsulfate, dodecylmethylammonium methylsulfate, tetra- 
decylmethylammonium methylsulfate, tetradecylethylammonium ethylsulfate, pentadecylmethylammonium 
methylsulfate, pentadecylethylammonium ethylsulfate, hexadecylmethylammonium methylsulfate and hexa- 
decylethylammonium ethylsulfate; tertiary ammonium salts such as trimethylammonium octylsulfate, trime- 
thylammonium decylsulfate, butyldimethylammonium decylsulfate, hexyldimethylammonium dodecyisulfate, 
decyldi methylammonium methylsulfate, decyldimethylammonium tridecylsulfate, dodecyldiethylammonium 
ethylsulfate, dodecyldibutylammonium butylsulfate, dodecyldimethylammonium tetradecylsulfate, tetradecyl- 
dimethylammonium methylsulfate, tetradecylmethylethylammonium methylsulfate, pentadecyldimethylammo- 
nium ethylsulfate, hexadecyldimethylammonium methylsulfate and hexadecylmethylethylammonium ethylsul- 
fate; and quaternary ammonium salts such as tetramethylammonium hexylsulfate, tetraethylammonium tride- 
cylsulfate, butyltri methylammonium octylsulfate, decyltrimethylammonium methylsulfate, decyltriethylammo- 
nium ethylsulfate, decyltrimethylammonium hexadecylsulfate, pentadecyltrimethylammonium methylsulfate 
and pentadecyldimethylethylammonium ethylsulfate. 

Preferable of these compounds are lithium decylsulfate, sodium decylsulfate, sodium dodecylsuifate, po- 
tassium dodecyisulfate, lithium tetradecylsulfate, sodium tetradecylsulfate, lithium hexadecylsulfate, sodium 
oleylsulfate, dodecylammonium ethylsulfate, dodecylmethylammonium methylsulfate, dodecylmethylammoni- 
um methylsulfate, decylethylammonium ethylsulfate, tetradecylethylammonium ethylsulfate, tetradecylmethy- 
lethylammonium methylsulfate, pentadecylethylammonium ethylsulfate, hexadecylmethylammonium methyl- 
sulfate, hexadecylethylammonium ethylsulfate, decyldimethylammonium methylsulfate, hexadecyldimethy- 
lammonium methylsulfate, pentadecyldimethylammonium methylsulfate, hexadecylmethylethylammonium 
ethylsulfate, pentadecyldimethylethylammonium ethylsulfate, decyldimethylammonium tridecylsulfate, tetra- 
decyldi methylammonium methylsulfate, dodecyldiethylammonium ethylsulfate, tetradecyldiethylammonium 
ethylsulfate, decyltrimethylammonium methylsulfate, pentadecyltrimethylammonium methylsulfate and decyl- 
triethylammonium ethylsulfate. 

Stabilizer of the formula (II) 

©X2-A2-Y1-S03© (II) 
wherein A^ Is a divalent hydrocarbon group, 

is an ammonium cation or a phosphonium cation, and 
Y^ is as defined above. 
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In the above formula (II), the divalent hydrocarbon group of is preferably a divalent saturated aliphatic 
hydrocarbon group, more preferably a divalent saturated aliphatic hydrocarbon group having 1 to 20 carbon 
atoms. 

®X2 is an ammonium cation or a phosphonium cation. 

The ammonium ion is preferably a cation of the formula (ll)-a 

r:lo_ ^ (Il)-a 



wherein each of R^, R^o and R^i is independently a hydrogen atom or a monovalent hydrocarbon 

group. 

Examples of the monovalent hydrocarbon group of R®, etc. are the same as those shown in the above for- 
15 mula (l)-a. 

The phosphonium cation is preferably a cation of the formula (ll)-b 



RX3_ p© (Il)-b 



wherein each of R''2, R13 and Ri^ Is independently a hydrogen atom or a monovalent hydrocarbon 

25 group. 

Examples of the monovalent hydrocarbon group of R^^^ etc. are the same as those shown in the formula 
(l)-b. 

Specific examples of the compound of the formula (II) are as follows. 

©S03-(-CH2)3-N®(CH3)3, 9S03-(-CH2)3-N®(C2H5)3, 

30 0SO3-(-CH2)3-P®(C4H9)3, 0SO3-(-CH2)3-P®(C6H5)3, 

©S03-(-CH2)i5-N®(C2H5)3, ®S03-(-CH2)i5-P®(C6H5)3, 
QS03-(-CH2)i5-P^(C4H9)3. 



Stabilizer of the formula (III) 

35 

AH^X\- (R-Yi-S03^)n (III) 
wherein is a hydrocarbon group having a valence of n, 

is an ammonium cation or a phosphonium cation, 
R is a monovalent hydrocarbon, 
40 n is an integer of 2 to 4, and 

is as defined above. 

The hydrocarbon group having a valence of n, which is indicated by A^, is preferably a saturated aliphatic 
hydrocarbon group, an aromatic hydrocarbon group or a saturated aliphatic-aromatic hydrocarbon group, each 
of these groups having a valence of n. 
45 Examples of the ammonium cation and the phosphonium cation of ®X3 are the same as those shown in 

the formulas (ll)-a and (ll)-b. 

R is the monovalent hydrocarbon group. Preferable examples of the monovalent hydrocarbon group in- 
clude alkyi, aryl and aralkyi groups. Preferably, the alkyi group is an alkyi group having 1 to 20 carbon atoms, 
the aryl group is an aryl group having 1 to 20 carbon atoms, and the aralkyi is an aralkyi group having 1 to 20 
50 carbon atoms. 

n is 2, 3 or 4, and is a single bond or an oxygen atom as defined above. 

Specific examples of the compound of the formula (III) are as follows. 

Compounds of the formula (III) in which Y^ is a single bond, ^X^ is an ammonium cation of the formula (II)- 
a and n is 2: 

55 
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[ {CH3)3N5-(CH=)xO-N©(CH3)3]- {CH3-<J0)-SCP3)2. 

[ (CH3)3N®-(CH2)n.o-N»(CH3)3]- (Cn.2H2a-<o)-SCP3)2, 
[ (CH3)3N©-(CH2)i.o-N©(CH3)3]- (CisH3i-<o)-SC03)2. 

[ (CH3)3N©-(CH2):L5-N®(CH3)3]- (CH3-<0)-SC©3)2. 

[ (CH3)3N®-(CH2)ie-I^(CH3)3]- (Cx2H2 5-<o)-SO03)a. 
[ (CH3)3r^-(CH=)x«-N©(CH3)3]' (CibHsi-^) -SO03)2. 
[ (C4He)3N®-(CH=)xo-N©(C*He)3]- (CH3-{o;-SO03)2, 
I (C4Hs)3N©-(CH2)io-N®(C4Hb)3]' (Ci2H = s-<o)-SCp3)2, 

[ (C-»Hs)3N0-(CH2)io-N©(C^Hb)3]- (CxBH3a-<0)-SC33) = . 

Compounds of the formula (III) in which is an oxygen atom, ®X3 is an ammonium cation of the formula 
(ll)-a and n is 2: 

[(CH3)3N«-(CH2)io-N®(CH3)3](Ci5H31-SOe4)2, 
[(CH3)3N«-(CH2)i5-N®(CH3)3](Ci5H31-SOe4)2, 

[(C4H9)3N«-(CH2),o-N*(C4H9)3](Ci5H3rSOe4)2. 
Compounds of the formula (III) in which is a single bond, ^X^ Is a phosphonium cation of the formula 
(ll)-b and n is 2: 

(CH3-(o)-S0©3)2. 

(Cl2H26-<0)-SCp3)2, 

(Cn.sH3i-<o)-SCp3)2, 
(CHa-{o)-S0S>3)2. 

( Cl2H2B-@> -SO03 ) 2 . 

(CxeHaa-® -5003)2. 



[ (C4He)3P©- 


(CHz) 


1 0 


-F<3(C4Hs) 


3 J 


[ (C^H9)3F©- 


(CH2) 


1 0 


-F0(C4He) 


3 J ' 


[ (C4Ho)3P®- 


(CH2) 


3.0 


-F0(C4Hs) 


3 J ' 


[ (CbH6)3P©- 


(CHz) 


3. 0 


-p3(CsHb) 


3 J ' 


{ (C6Hs)3P®- 


(CH2) 


1 0 


-F©(C6Hb) 


3 J * 


[ (C«Hb)3P©- 


(CH2) 


10 


-F©(CeH5) 


3 J ' 



Compounds of the formula (III) in which is an oxygen atom, ^X^ is a phosphonium cation of the formula 
(ll)-b and n is 2: 

[(C4H9)3P®-(CH2)io-P^(C4H9)3](Ci5H31-SOe4)2, 
[(C6H5)3P®-(CH2)io-P^(C6H5)3](Ci5H3i-SO04)2. 

Stabilizer of the formula (IV) 

A5-Adi-A4-(Ad2-A5)^ (IV) 
wherein A^ is a monovalent or divalent hydrocarbon group, 
A^ is a divalent hydrocarbon group, 

each of Ad^ and Ad^ is independently an acid anhydride group selected from the group consisting 
of -SO2-O-SO2-, -SO2-O-CO- and -CO-O-SO2-, and Hs 0 or 1, 

provided that when ? is 0, -(Ad^-A^)^ is a hydrogen atom or a bond between A* and A^, in which 
A^ is a divalent hydrocarbon group or a single bond. 

For convenience sake, the compounds of the formula (IV) can be grouped into three compound groups 
according to the definition of 2 : 
a compound of the formula (IV)-1 

A5-Adi-A4-Ad2-A5 (IV)-1 
wherein A^, Ad^ and Ad^ are as defined in the formula (IV), and A^ is a monovalent hydrocarbon 

group, 

a compound of the formula (IV)-2 

A5-Adi-A4-H (IV)-2 
wherein A^ and Ad*! are as defined in the formula (IV), and A^ is a monovalent hydrocarbon group, 
and a compound of the formula (IV)-3 
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wherein and Ad^ are as defined in the formula (IV), and A^ is a divalent hydrocarbon group or 
a single bond. 

In the formulas (IV), (IV)-1 and (IV)-2, preferred examples of the monovalent hydrocarbon group of A^ in- 
fo dude an alkyi group, an aryl group or an aralkyi group. Preferably, the alkyi group is an alkyi group having 1 
to 20 carbon atoms, the aryl group is an aryl group having 1 to 20 carbon atoms, and the aralkyi group is an 
aralkyi group having 1 to 20 carbon atoms. 

In the formula (IV) and (IV)-3, preferred examples of the divalent hydrocarbon group of A^ include an al- 
kylene group, an arylene group and an aralkylene group. Preferably, the alkylene group is an alkylene group 
15 having 1 to 20 carbon atoms, the arylene group is an arylene group having 1 to 20 carbon atoms, and the aral- 
kylene group is an aralkylene group having 1 to 20 carbon atoms. 

A^ is a divalent hydrocarbon group, and examples thereof are the same as those of the divalent hydrocar- 
bon group of A^. 

Each of Ad"" and Ad^ is independently an acid anhydride group selected from the group consisting of -SO2- 
20 O-SO2-, SO2-O-CO- and -CO-O-SO2-. The acid anhydride group is an acid anhydride group (-SO2-O-SO2-) 
between sulfonic acids or an acid anhydride group (-SO2-O-CO- or -CO-O-SO2-) between sulfonic acid and 
carboxylic ackj. 

Such a sulfonic acid compound includes monovalent and divalent sulfonic acid compounds. Specific ex- 
amples of the sulfonic acid compound include methyl sulfonic acid, ethylsulfonic acid, propylsulfonic acid, bu- 
25 tylsulfonic acid, hexylsulfonic acid, decylsulfonic acid, hexadecylsulfonic acid, benzenesulfonic acid, p-tolue- 
nesulfonic acid, dodecyl benzenesulfonic acid, octadecyl benzenesulfonic acid, benzenedisulfonic acid and tol- 
uenedisulfonic acid. 

Likewise, the carboxylic acid compound includes monovalent and divalent carboxylic acid compounds. 
Specific examples of the carboxylic acid compound include acetic acid, propionic acid, butyric acid, valeric 
30 acid, stearic acid, myristic acid, oleic acid, benzoic acid, phenylacetic acid, toluic acid, succinic acid, glutaric 
acid, adipic acid, phthalic acid, isophthalic acid and terephthalic acid. 

Specific examples of the compound of the formula (IV) are as follows. 

Compounds of the formula (IV)-1: 

35 ^ ^ 

CH3- <g)--S0a-0--02S-<(o)-S02-0-0aS- (0)-CH3 , 

CH3-C0-0-02S-(o)-S02-O-OC-CH3 , 

40 <(g>-C0-0-02S-<§>-S02-0-0C-<o) . 

H3C-SO2-O-OC ^C0-0-02S-H3C, 

45 CH3 ( CHa ) a-SOa-O-OC^^^^CO-O-OzS- ( CHa ) eCHa . 

/o)-SO2-0-0C,^v,^C0-0-0aS-(o^ , 

^ toj ^ 

CH3 - - SO2 - 0 - OC^^^^^^CO - 0 - 0 2 S /o^- CHa , 



50 



55 



Compounds of the formula (IV)-2: 
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(CH3S02)20, (CH3CH2S02)20, (CH3(CH2)3S02)20, 



25 



35 



(CH3(CH2)eS02)20. { <g)-S02)20, 
(CH3-<g>-S02)20, (CX2H2B^(0)-S02)20, 





CH3(CH2)S02 


10 


CH3-(o) -SO2 




CH3-<0)-S02 






15 


CH3-CO 




0 




<o)-so2-^ 




CH3-C0 


20 









0 



0 



CHa-CO, 
, CHa(CH2)eS02' 

0 



<o;-co, 

CH3(CH3)e-S02' 



<5)-co (o)-co^ 
0 _ 



^-SOz^ , CH3-{o)-S02 
Compounds of the formula (IV)-3: 



30 

^v.^ CO CE^^^^CO 

SOz , ^^SOa , CO 

y \ 

CjLzHas ,^^^«^^C0 . CH2 0 

40 

Among the stabilizers of the formulas (I) to (IV), phosphonium salt or ammonium salt type stabilizers (X% 
and in the formulas (I) to (III) is a phosphonium cation or an ammonium cation) are especially stable even 
above 200°. 

45 In the process of this invention, at least one stabilizer selected from the group consisting of the compounds 

of the formulas (I) to (IV) is added in an amount of 0.01 to 500 ppm, preferably 0.01 to 300 ppm, more preferably 
0.01 to 100 ppm of the polycarbonate to be formed. 

It is advisable that the stabilizer is used In an amount of 0.5 to 50 mols per mol of the polycondensation 
catalyst. 

50 The stabilizer is added after the polycondensate shows an intrinsic viscosity of at least 0.1 , for example, 

at least 0.2, preferably at least 0.3. The addition of the stabilizer deactivates the polycondensation catalyst, 
thereby forming a polycarbonate having a desired intrinsic viscosity. 

When the desired intrinsic viscosity of the polycarbonate to be formed is within the range of 0.3 to 1.0, it 
is advisable that the stabilizer is added after the polycondensate shows an intrinsic viscosity of, for example, 

55 at least 0.3. 

A method for adding the stabilizer to the polycondensate is not limited in particular. For example, while a 
polycarbonate as a reaction product Is In a molten state, the stabilizer may be added thereto, or after the poly- 
carbonate is once pelletized and then remelted, the stabilizer may be added thereto. In the former method. 
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while the molten polycarbonate after the polycondensation reaction, which is a reaction product, in a reactor 
or an extruder is still in the molten state, the stabilizer may be added, followed by pelletizing the resulting poly- 
carbonate through an extruder. Or while the polycarbonate obtained by the polycondensation reaction is pel- 
letized through the extruder from the reactor, it can be kneaded with the stabilizer to obtain the final polycar- 
bonate. 

In the process for the production of the polycarbonate in this invention, it is also advisable to add an epoxy 
compound along with the above stabilizer. On this occasion, an epoxy compound having at least one epoxy 
group in one molecule is used. Specific examples of the epoxy compound include an epoxidized soybean oil, 
an epoxidized linseed oil, phenyl glycidyl ether, allyl glycidyl ether, tert-butylphenyl glycidyl ether, 3,4-epoxy- 
cyclohexylmethyl-3,4'-epoxycyclohexyl carboxylate, 3,4-epoxy-6-methylcyclohexylmethyl-3',4'-epoxy-6'- 
methylcyclohexyl carboxylate, 2,3-epoxycyclohexylmethyl-3',4'-epoxycyclohexyl carboxylate, 4-(3,4-epoxy-5- 
methylcyclohexyl)butyl-3',4'-epoxycyclohexyl carboxylate, 3,4-epoxycyclohexylethylene oxide, cyclohexylme- 
thyl-3,4-epoxycyclohexyl carboxylate, 3,4-epoxy-6-methylcyclohexylmethyl-6'-methylcyclohexyl carboxylate, 
bisphend A glycidyl ether, tetrabromobisphenol A glycidyl ether, diglycidyl phthalate, diglycidyl hexahydroph- 
thalate, bis-epoxydicyclopentadienyl ether, bis- epoxy ethylene glycol, bis-epoxycyclohexyl adipate, butadiene 
diepoxide, tetraphenylethylene epoxide, octyl epoxyphthalate, epoxidized polybutadiene, 3,4-dimethyl-1,2- 
epoxycyclohexane, 3,5-dimethyl-1,2-epoxycyclohexane, 3-methyl-5-tert-butyl-1,2-epoxycyclohexane, octa- 
decyl-2,2-dimethyl-3,4-epoxycyclohexyl carboxylate, N-butyl-2,2-dimethyl-3,4-epoxycyclohexyl carboxylate, 
cyclohexyl-2-methyl-3,4-epoxycyclohexyl carboxylate, N-butyl-2-isopropyl-3,4-epoxy-5-methylcyclohexyl 
carboxylate, octadecyl-3,4-epoxycyclohexyl carboxylate, 2-ethylhexyl-3',4'-epoxycyclohexyl carboxylate, 4,6- 
dimethyl-2,3-epoxycyclohexyl-3',4'-epoxycyclohexyl carboxylate,4,5-epoxytetrahydrophthalic anhydride, 3- 
tert-butyl-4,5-epoxytetrahydrophthallc anhydride, dlethyl-4,5-epoxy-cls-1,2-cyclohexyl dicarboxylate, and dl- 
n - b u t y I - 3- tert- bu t y I -4 , 5- e poxy- ci s- 1 , 2- cy cl o h exy I d ica r boxy I ate . 

They may be used either singly or in combination. Of these compounds, the alicyclic epoxy compounds 
are preferable, and 3,4-epoxycyclohexylmethyl-3',4'-epoxycyclohexyl carboxylate is especially preferable. 

In this invention, the epoxy compound is added in an amount of 1 to 2,000 ppm, preferably 1 to 1 ,000 ppm 
of the polycarbonate. 

When the epoxy compound is added in the above range of the amount, the stabilizer is, even if it exces- 
sively remains in the polycarbonate, reacted with the epoxy compound to deactivate the excessive stabilizer, 
whereby the polycarbonate excellent in hue stability and heat resistance and having improved water resistance 
In particular Is finally obtained. 

In the process for the production of the polycarbonate in this invention, a phosphorus compound may be 
also added along with the above stabilizer. Examples of the phosphorus compound include phosphoric acid, 
phosphorous acid, hypophosphorous acid, poly phosphoric acid, a phosphate ester, and a phosphite ester. 

Specific examples of the phosphate ester include trialkyi phosphates such as trimethyl phosphate, triethyl 
phosphate, tributyl phosphate, trioctyl phosphate, tridecyl phosphate, trioctadecyl phosphate, distearylpen- 
taerythrityl diphosphate, tosyl(2-chloroethyl) phosphate, and tris(2,3-dichloropropyl) phosphate; tricycloalkyi 
phosphates such as tricyclohexyl phosphate; and triaryl phosphates such as triphenyl phosphate, tricresyl 
phosphate, tris(nonylphenyl) phosphate and 2-ethylphenyldiphenyl phosphate. 

As the phosphite ester, a compound of the following formula can be mentioned. 
P(ORi)3 

wherein each of R^s is independently an alicyclic hydrocarbon group, an aliphatic hydrocarbon 
group or an aromatic hydrocarbon group. 

Specific examples of the compound of the above formula include trialkyi phosphites such as trimethyl 
phosphite, triethyl phosphite, tributyl phosphite, trioctyl phosphite, tris(2-ethylhexyl) phosphite, trinonyl phos- 
phite, tridecyl phosphite, trioctadecyl phosphite, tristearyl phosphite, tris(2-chloroethyl) phosphite and tris(2,3- 
dichloropropyl) phosphite; tricycloalkyi phosphites such as tricyclohexyl phosphite; arylalkyi phosphites such 
as triphenyl phosphite, tricresyl phosphite, tris(ethylphenyl) phosphite, tris(2,4-di-tert-butylphenyl) phosphite, 
tris(nonylphenyl) phosphite and tris(hydroxy phenyl) phosphite; and arylalkyi phosphites such as phenyldidecyl 
phosphite, diphenyldecyl phosphite, diphenylisooctyl phosphite, phenylisooctyl phosphite and 2-ethylhexyldi- 
phenyl phosphite. 

Further examples of the phosphite ester include distearylpentaerythrityl diphosphite, and bis(2,4-di-tert- 
butylphenyl)pentaerythrityl diphosphite. 

Of these compounds, tris(2,4-di-tert-butylphenyl) phosphite is especially preferable. 

These compounds can be used either singly or in combination. They may be added either separately or 
simultaneously. In this invention, the phosphorus compound can be added in an amount of 10 to 1,000 ppm, 
preferably 50 to 500 ppm of the polycarbonate resin. 

In this invention, a method for adding the epoxy compound and the phosphorus compound to the polycar- 
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bonate as a reaction product is not limited in particular. For example, they may be added while the polycar- 
bonate as the reaction product is in the molten state or after the polycarbonate is once pelletized and then 
remelted. In the former method, while the molten polycarbonate after the polycondensation reaction, which is 
the reaction product, in the reactor or the extruder is still in the molten state, the epoxy compound and the 
5 phosphorus compound are added thereto, followed by pelletizing the resulting polycarbonate through the ex- 
truder. Or while the polycarbonate obtained by the polycondensation reaction is pelletized through the extruder 
from the reactor, said compounds can be added thereto and the mixture be kneaded to obtain the final poly- 
carbonate. 

On this occasion, the epoxy compound and the phosphorus compound may be added either simultane- 
10 ously or separately. Further, when these compounds are added in combination, the order of their addition is 
not restricted in particular 

In this invention, the above-obtained polycarbonate may contain a heat stabilizer, an ultraviolet absorber, 
a mold release agent, a colorant, an antistatic agent, a slip agent, an antilocking agent, a lubricant, an anti- 
fogging agent, a natural oil, a synthetic oil, a wax, an oiganic filler, and an inorganic filler in such ranges as 

15 not to impair the object of this invention. The additives may be added either simultaneously with, or separately 
from, the aromatic di hydroxy compound. 

Examples of the heat stabilizer include a phenolic stabilizer, an organic thioether-type stabilizer, and a hin- 
dered amine-type stabilizer. 

Examples of the phenolic stabilizer include n-octadecyl-3-(4-hydroxy-3',5'-di-tert-butylphenyl) propionate, 

20 tetrakis[methylene-3-(3',5'-di-tert-butyl-4-hydroxyphenyl) propionate] methane, 1,1,3-tris(2-methyl-4- 
hydroxy-5-tert- butyl phenyl) butane, distearyl(4-hydroxy-3-methyl-5-tert-butyl)benzyl malonate, and 4-hydrox- 
ymethyl-2,6-di-tert-butylphenol. They may be used either singly or In combination. 

Examples of the thioether-type stabilizer include dilauryl thiodipropionate, distearyl thiodipropionate, di- 
myristyl-3,3'-thiodipropionate, ditridecyl-3,3'-thiodipropionate, and pentaerythritol-tetrakis-(p-laurylthiopro- 

25 pionate). They may be used either singly or in combination. 

Examples of the hindered amine-type stabilizer include bis(2,2,6,6-tetramethyl-4-piperidyl) sebacate, 
bis(1 ,2,2,6,6-pentamethyl-4-piperidyl) sebacate, 1 -[2-{3-(3,5-di-tert-butyl-4-hydroxyphenyl)propionyloxy}et- 
hyl]-4-{3-(3,5-di-tert-butyl-4-hydroxyphenyl)propionyloxy}-2,2,6,6-tetramethylpiperidine, 8-benzyl-7,7,9,9- 
tetramethyl-3-octyl-1,2,3-triazaspiro[4,5]undecane-2,4-dione, 4-benzyloxy-2,2,6,6-tetramethylpiperidine, 2- 

30 (3,5-di-tert-butyl-4-hydroxybenzyl)-2-n-butylmalk; acid-bis(1,2,2,6,6-pentamethyl-4-piperidyl), and tetra- 
kls(2,2,6,6-tetramethyl-4-plperkjyl) 1 ,2,3,4-butanetetracarboxylate. 

They may be used either singly or in combination. The heat stabilizer is used in an amount of 0.001 to 5 
parts by weight, preferably 0.005 to 0.5 part by weight, more preferably 0.01 toO.3 part by weight per 1 00 parts 
by weight of the polycarbonate. 

35 Such a heat stabilizer may be added in a solid state or in a liquid state. It is advisable that the heat stabilizer 

is added while the polycarbonate is in a molten state between cooling in the final polymerization reactor and 
pelletizing. This decreases the number of heat exposures that the polycarbonate undergoes. Further, in heat 
treatment such as extrusion molding or pelletizing, the polycarbonate can suppress heat decomposition be- 
cause it contains the heat stabilizer. 

40 The ultraviolet absorber may be a general ultraviolet absorber, and is not limited in particular. Examples 

of the ultraviolet absorber include a salicylic acid-type ultraviolet absorber, a benzophenone-type ultraviolet 
absorber, a ben zotriazole- type ultraviolet absorber and a cyanoacrylate-type ultraviolet absorber. 

Specific examples of the salicylic acid-type ultraviolet absorber include phenyl salicylate and p-tert-butyl- 
phenyl salicylate. Examples of the benzophenone-type ultraviolet absorber include 2,4-dihydroxybenzophe- 

45 none, 2-hydroxy-4-methoxybenzophenone, 2,2'-dihydroxy-4-methoxybenzophenone, 2,2'-dihydroxy-4,4'-di- 
methoxybenzophenone, 2-hydroxy-4-methoxy-2'-carboxybenzophenone, 2-hydroxy-4-methoxy-5-sulfoben- 
zophenone trihydrate, 2-hydroxy-4-n-octoxybenzophenone, 2,2',4,4'-tetrahydroxybenzophenone, 4-dodecy- 
loxy-2-hydroxybenzophenone, bis(5-benzoyl-4-hydroxy-2-methoxyphenyl)methane, and 2-hydroxy-4-me- 
thoxybenzophenone-5-sulfonic acid. 

50 Examples of the benzotriazole-type ultraviolet absorber include 2-(2'-hydroxy-5'-methylphenyl)benzotria- 

zole, 2-(2'-hydroxy-3',5'-di-tert-butylphenyl)benzotriazole, 2-(2'-hydroxy-3'-tert-butyl-5'-methylphenyl)-5- 
chlorobenzotriazole, 2-(2'-hydroxy-3',5'-di-tert-butylphenyl)-5-chlorobenzotriazole, 2-(2'-hydroxy-5'-tert-oc- 
tylphenyl)benzotriazole, 2-(2'-hydroxy-3',5'-di-tert-amylphenyl)benzotriazole, 2-[2'-hydroxy-3'-(3",4",5",6"- 
tetrahydrophthalimidomethyl)-5'-methylphenyl]benzotriazole, and 2,2'-methylenebis[4-(1,1,3,3-tetramethyl- 

55 butyl)-6-(2H-benzotriazol-2-yl)phenol]. 

Examples of the cyanoacrylate-type ultraviolet absorber include 2-ethylhexyl-2-cyano-3,3-diphenyl acryl- 
ate, and ethyl-2-cyano-3,3-dlphenyl acrylate. They may be used either singly or In combination. 

The ultraviolet absorber may be used in an amount of usually 0.001 to 5 parts by weight, preferably 0.005 
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to 1 .0 part by weight, more preferably 0.01 to 0.5 part by weight per 100 parts by weight of the polycarbonate. 

The mold release agent may be a general mold release agent, and is not limited in particular. Examples 
of a hydrocarbon-type mold release agent include natural and synthetic paraffins, polyethylene waxes, and 
fluorocarbons. 

5 Examples of an aliphatic acid-type mold release agent include higher aliphatic acids and hydroxyaliphatic 

acids such as stearic acid and hydroxystearic acid. Examples of an aliphatic acid amide-type mold release 
agent include stearic acid amide and ethylenebisstearoamide, and alkylenebis aliphatic acid amides. 

Examples of an alcohol-type mold release agent include aliphatic alcohols such as stearyl alcohol and cetyl 
alcohol, polyhydric alcohols, polyglycols and pdyglycerols. 
10 Examples of an aliphatic acid ester-type mold release agent include aliphatic acid lower alcohol esters such 

as butyl stearate and pentaerythritol tetrastearate, aliphatic acid polyhydric alcohol esters, and aliphatic acid 
polyglycol esters. 

Examples of a silicone-type mold release agent include silicone oils. 
They may be used either singly or in combination. 
15 The mold release agent can be used in an amount of usually 0.001 to 5 parts by weight, preferably 0.005 

to 1 part by weight, more preferably 0.01 to 0.5 part by weight per 100 parts by weight of the polycarbonate. 

The colorant may be either a pigment or a dyestuff. The colorant include inorganic and organic colorants, 
and both of them may be used. Their use in combination is also available. 

Examples of the inorganic colorant include oxides such as titanium dioxide and red oxide, hydroxides such 
20 as alumina white, sulfites such as zinc sulfite, selenides, phthalocyanines such as iron blue, chlomates such 
as zinc chlomate and molybdate red, sulfates such as barium sulfate, carbonates such as calcium carbonate, 
silicates such as ultramarine blue, phosphates such as manganese violet, carbon such as carbon black, and 
metallic powders such as bronze powder and aluminum powder. 

Specific examples of the organic colorant include nitroso-type colorants such as naphthol green B, nitro- 
25 type colorants such as naphthol yellow S, azo-type colorants such as lithol red, bordeaux 10B, naphthol red 
and chromophthal yellow, phthalocyanine-type colorants such as phthalocyanine blue and fast sky blue, and 
condensed polycyclic colorants such as indanthone blue, quinacridone violet and dioxazine violet. 

These colorants may be used either singly or in combination. The colorant can be used in an amount of 
usually 1 X 1 0-6 to 5 parts by weight, preferably 1 x 1 0-^ to 3 parts by weight, more preferably 1 x 1 0^ to 1 part 
30 by weight per 100 parts by weight of the polycarbonate. 

The polycondensation reaction of the aromatic dihydroxy compound and the carbonic acid diester can be 
conducted under the same conditions as hitherto known polycondensation reaction conditions of an aromatic 
dihydroxy compound and a carbonic acid diester. Specifically, the reaction is first conducted at a temperature 
of 80 to 250°C, preferably 100 to 240°C, more preferably 120 to 230°C for a period of 0 to 5 hours, preferably 
35 0 to 4 hours, more preferably 0.25 to 3 hours under normal pressure. Then, while the pressure of the reaction 
system is reduced, the reaction temperature is elevated to conduct the reaction of the aromatic dihydroxy com- 
pound and the carbonic acid diester. Finally, the polycondensation reaction of the aromatic dihydroxy com- 
pound and the carbonic acid diester is conducted at a temperature of 200 to 320°C under reduced pressure 
of 1 mmHg or less. 

40 The above reaction of the aromatic dihydroxy compound and the carbonic acid diester may be conducted 

either continuously or batchwise. A reactor used in the above reaction may be a tank-type, a tube-type or a 
column-type reactor. 

In accordance with this invention, when the stabilizer selected from the compounds of the formulas (I) to 
(IV) is used in producing the polycarbonate by the melt polymerization of the aromatic dihydroxy compound 
45 and the carbonic acid diester in the presence of the catalyst, the polycarbonate excellent in heat stability, melt 
moldability, resistance to hydrolysis and hue can be produced. 

EXAMPLES 

50 This invention will be illustrated by referring to the following Examples. However, this invention is not limited 

to these Examples. 

In said Examples, the polycarbonate was measured for intrinsic viscosity [IV], melt viscosity change rate, 
properties after heat aging and resistance to hydrolysis, according to the following methods. 
Intrinsic viscosity [IV]: 
55 An intrinsic viscosity [IV] was measured in methylene chloride at 20''C (dl/g). 

Melt viscosity change rate: 

A change of viscosity was measured at 270''C for 30 minutes using an RAA-type flow analyzer of Rheo- 
metrics to find a change rate per minute. This change rate becomes a parameter of catalyst deactivation. 
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Properties after heat aging: 

A polymer was subjected to heat aging at 320°C for 15 minutes, and the properties after heat aging was 
evaluated according to an IV decrease rate (%) and a change of hue. 
Resistance to hydrolysis: 

5 A polymer was reacted in a water seal autoclave at 1 1S'^C for 20 hours to find a rate of main chain breakage 

(%). 

Examples 1 to 33: 

10 2,2'- Bis(4-hydroxypheny I) propane [bisphenol A] (228 parts by weight), 214 parts by weight of di phenyl car- 

bonate and a predetermined amount of a catalyst shown in Table 1-1 to Table 1-11 were charged into a reactor 
fitted with a stirrer, a pressure reduction device and a distillation column. They were stirred in an N2 atmosphere 
at 180*'C for 30 minutes and dissolved. 

Then, the mixture was reacted at the same temperature for 1 hour under reduced pressure of 100 mmHg 

15 while distilling off phenol. Further, while the temperature was elevated to 200°C, the pressure was reduced 
to 30 mmHg, and the reaction was performed at the same temperature for 1 hour under the same pressure. 
The reaction system was further heated to 280''C, and the pressure was reduced to 0.5 mmHg. The reaction 
was performed at the same temperature for 1 hour under the same pressure to obtain a resin. 

The intrinsic viscosity (IV) before stabilizer addition of the above resins was measured. The results are 

20 shown in Tables 1-1 to 1-11. 

Subsequently, each stabilizer of the kind and amount shown in Tables 1-1 to 1-11 was added to the resins 
In the molten state, and they were mixed under reduced pressure for a predetermined period of time. Then, 
the molten resins were fed into a twin-screw extruder (L/D=20, barrel temperature 290°C) by a gear pump. At 
this time, predetermined amounts of a phosphorus compound or a phenolic compound were added to the resins 

25 as required. 

The finally-obtained polycarbonate resins were measured for intrinsic viscosity (IV), hue, melt viscosity 
change ratio, properties after heat aging and resistance to hydrolysis, and the results are shown in Tables 1- 
1 to 1-11. 

30 Example 34: 

A polycarbonate was produced in the same manner as in Example 1 except that the reaction time at 280°C 
under 0.5 mmHg in Example 1 was changed from i hour to 20 minutes. 

The properties of the obtained polycarbonate resin was measured in the same manner as in Example 1. 
35 The results are shown in Table 1-12. 

Example 35: 

A polycarbonate was produced in the same man ner as Example 8 except 268 parts by weight of 1 , 1 '-bis(4- 
40 hydroxyphenol)cyclohexane was used instead of 228 parts by weight of 2,2'-bis(4-hydroxyphenol)propane. 
The properties of the resulting polycarbonate resin are shown in Table 1-12. 
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Claims 

1. A process for the production of a stabilized polycarbonate which comprises melt-polycondensing an aro- 
matic dihydroxy compound and a carbonic acid diester in the presence of a polycondensation catalyst and 
then, after the reaction mixture shows an intrinsic viscosity of at least 0.1 , adding at least one stabilizer 
selected from the group consisting of 
a compound of the formula (I) 

A1-(Y1-S03X1), (I) 
wherein is a hydrocarbon group having a valence of m, which may have a substituent, 

is a single bond or an oxygen atom, 
Xi is a secondary or tertiary monovalent hydrocarbon group, a metal cation of one equiva- 
lent, an ammonium cation or a phosphonium cation, and 
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m is an integer of 1 to 4, 

provided that wlien is a single bond, all of X^s in an amount of m cannot be metal cations 
of one equivalent, 

a compound of the formula (II) 

+X2-A2-Y1-S03 (II) 
wherein is a divalent hydrocarbon group, 

^X^ is a secondary, tertiary or quaternary ammonium cation or a secondary, tertiary or qua- 
ternary phosphonium cation, and 

yi is as defined above, 
a compound of the formula (III) 

A3-(-X3),. (R-Yi-S03-)n (III) 
wherein A^ is a hydrocarbon group having a valence of n, 

^X^ is a secondary, tertiary or quaternary ammonium cation or a secondary, tertiary or qua- 
ternary phosphonium cation, 

R is a monovalent hydrocarbon group, 
n is an integer of 2 to 4, and 
Yi is as defined above, 

and 

a compound of the formula (IV) 

A5-Adi-A4-(Ad2-A5)^ (IV) 
wherein A^ is a monovalent or divalent hydrocarbon group, 
A'^ Is a divalent hydrocarbon group, 

each of Ad^ and Ad^ is independently an acid anhydride group selected from the group con- 
sisting of -SO2-O-SO2-, -SO2-O-CO- and -CO-O-SO2-, and 
ns 0 or 1 , 

provided that when ^ is 0, -(Ad^-A^); is a hydrogen atom or a bond between A* and A^, in 
which A^ is a divalent hydrocarbon group or a single bond, 

in an amount of 0.01 to 500 ppm of a polycarbonate to be formed, to form a polycarbonate having a desired 
intrinsic viscosity. 

The process of Claim 1 , wherein the stabilizer is a compound of the formula (I). 

The process of Claim 2, wherein A^ in the formula (I) is a saturated aliphatic hydrocarbon group, an aro- 
matic hydrocarbon group or a saturated aliphatic^romatic hydrocarbon group, each of these groups hav- 
ing a valence of m. 

The process of Claim 2, wherein X^ in the formula (I) is a secondary or tertiary alkyi group, an alkali metal 
cation, an ammonium cation of the formula (l)-a 




... (I)-a 



wherein each of R\ Rs and R^ is independently a hydrogen atom or a monovalent hy- 
drocarbon group, 

or a phosphonium cation of the formula (l)-b 
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10 wherein each of R^, R^ and R^ is independently a hydrogen atom or a monovalent hy- 

drocarbon group. 

5. The process of Claim 2, wherein m in the formula (I) is 1 or 2. 




6. The process of Claim 1 , wherein the stabilizer is a compound of the formula (l)-1 

AI-SO3X1 (l)-1 
wherein and are as defined in the formula (I). 

7. The process of Claim 6, wherein A^ in the formula (l)-1 is a group of the formula (l)-c 



(I)-c 



wherein A^^ is an alkyi group having 1 to 18 carbon atoms, and 2 is an Integer of 0 or 1. 

8. The process of Claim 1 , wherein the stabilizer has the formula (l)-2 

AI-O-SO3X1 (l)-2 
wherein A^ and X'' are as defined in the formula (I). 

9. The process of Claim 8, wherein in the formula (l)-2 is an alkyI group having 1 to 18 carbon atoms. 

10. The process of Claim 1 , wherein the stabilizer is a compound of the formula (II). 

11. The process of Claim 10, wherein A^ in the formula (II) is a divalent saturated aliphatic hydrocarbon group. 

12. The process of Claim 10, wherein ^X^ in the formula (II) is a secondary, tertiary or quaternary ammonium 
cation of the formula (ll)-a 

R^°j^N©— ... (II) -a 

R^^ 

wherein each of PP, Rio and RI1 is independently a hydrogen atom or a monovalent hydro- 
carbon group, 

or a phosphonium cation of the formula (ll)-b 

n 3. 2 

Ri3_ pG— . . . ,(II)-b 

wherein each of R^^, R^^ and R^^ is independently a hydrogen atom or a monovalent hydro- 
carbon group. 
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13. The process of Claim 1 , wherein the stabilizer is a compound of the formula (III). 

14. The process of Claim 13, wherein in the formula (III) is a saturated aliphatic hydrocarbon group, an 
aromatic hydrocarbon group or a saturated aliphatic-aromatic hydrocarbon group, each of these groups 

5 having a valence of n. 

15. The process of Claim 13, wherein ^X^ in the formula (III) is a secondary, tertiary or quaternary ammonium 
cation of the formula (ll)-a or a phosphonium cation of the formula (ll)-b. 

16. The process of Claim 13, wherein R in the formula (III) is an alkyi group, an aryl group or an aralkyi group. 

1 7. The process of Claim 1 , wherein the stabilizer is a compound of the formula (IV). 

1 8. The process of Claim 17, wherein in the formula (IV) is an alkyI group, an aryl group or an aralkyi group. 

15 19. The process of Claim 17, wherein A'^ in the formula (IV) is an alkylene group, an arylene group or an aral- 
kylene group. 

20. The process of Claim 17, wherein S in the formula (IV) is 0 and -(Ad^-A^)^ is a hydrogen atom. 

2^ 21. The process of Claim 1, wherein the polycondensation catalyst is selected from the group consisting of 
an alkali metal compound, an alkaline earth metal compound and a nitrogen-containing basic compound. 

22. The process of Claim 1 , wherein the polycondensation catalyst is used in an amount of 0.01 to 1 00 ppm 
of the polycarbonate to be formed. 

23. The process of Claim 1 , wherein the stabilizer is used in an amount of 0.5 to 50 mols per mole of the poly- 
condensation catalyst. 

24. The process of Claim 1 , wherein the stabilizer is added after the polycarbonate shows an intrinsic viscosity 
of at least 0.2. 

30 

25. The process of Claim 1 , wherein the stabilizer is added after the polycarbonate shows an intrinsic viscosity 
of at least 0.3. 

26. The process of Claim 1 , wherein the desired intrinsic visocisty of the polycarbonate to be formed is in the 
35 range of from 0.3 to 1 .0. 
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